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1
DEHYDROGENATION CATALYST AND
PROCESS

PRIORITY CLAIM

This application is a National Stage Application of Inter-
national Application No. PCT/US2010/061003 filed Dec. 17,
2010, which claims priority to U.S. Application Ser. No.
61/301,799, filed Feb. 5, 2010, and EP Application Serial No.
10157371.5, filed Mar. 23, 2010, both of which are incorpo-
rated herein by reference in their entirety.

CROSS REFERENCE TO RELATED
APPLICATIONS

This application is related to U.S. Publication No.
W02009/134514, published Nov. 5, 2009; U.S. Publication
No. W02010/024975, published Mar. 4, 2010; U.S. Applica-
tion Ser. No. 61/301,780, filed Feb. 5, 2010; U.S. Application
No. 61/301,786, filed Feb. 5, 2010; U.S. Application No.
61/301,794, filed Feb. 5, 2010; U.S. Application No. 61/301,
799, filed Feb. 5, 2010; U.S. Application No. 61/391,832,
filed Oct. 11, 2010; U.S. Application No. 61/424,242, filed
Dec. 17, 2010; and International Application No. WO2011/
096989, published Aug. 11, 2011.

FIELD

The present invention relates to a dehydrogenation cata-
lyst, its synthesis and its use in the dehydrogenation of cyclo-
hexanone to produce phenol.

BACKGROUND

Currently, the most common route to produce phenol is the
Hock process. This is a three-step process in which the first
step involves alkylation of benzene with propylene to produce
cumene, followed by oxidation of the cumene to the corre-
sponding hydroperoxide and then cleavage of the hydroper-
oxide to produce equimolar amounts of phenol and acetone.

Another process involves the hydroalkylation of benzene
to produce cyclohexylbenzene, followed by the oxidation of
the cyclohexylbenzene to cyclohexylbenzene hydroperoxide,
which is then cleaved to produce phenol and cyclohexanone
in substantially equimolar amounts. Such a process is
described in, for example, U.S. Pat. No. 6,037,513.

In some embodiments, cyclohexanone is converted via
dehydrogenation to additional phenol (see International
Patent Publication No. W02010/024975). Such a dehydro-
genation step is generally achieved by contacting the cyclo-
hexanone with a supported noble metal catalyst at a tempera-
ture of about 250° C. to about 500° C.

For example, U.S. Pat. No. 3,534,110 discloses a process
for the catalytic dehydrogenation of cyclohexanone and/or
cyclohexanol to phenol over a catalyst comprising platinum
and preferably iridium on a silica support. The catalyst also
contains 0.5 to 3 wt % of an alkali or alkaline earth metal
compound, which, according to column 3, lines 43 to 49,
should be incorporated after addition of the platinum since
otherwise the resulting catalyst composition has inferior
activity, selectivity, and life.

In addition, U.S. Pat. No. 3,580,970 discloses a process for
the dehydrogenation of cycloaliphatic alcohols and ketones
to the corresponding hydroxyaromatic alcohols in the pres-
ence of a catalyst comprising a Group VIII metal, particularly
nickel, and tin in a molar amount of about 1.7 to about 15
moles of Group VIII metal per mole of tin. The catalyst may
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2

further comprise an alkali metal stabilizing agent in an
amount between about 0.3 to about 10 parts by weight of an
alkali metal sulfate per part by weight of the Group VIII
metal.

U.S. Pat. No. 4,933,507 discloses a method of dehydroge-
nating cyclohexenone to phenol comprising reacting hydro-
gen and cyclohexenone in the vapor phase in a molar ratio of
0.5 to 4.0 moles of hydrogen per mole of cyclohexenone at a
pressure of at least one atmosphere and a reaction tempera-
ture of 300° C. to 500° C. using a solid phase catalyst con-
taining platinum, in the range of 0.2 to 10 wt % of the sum of
the catalyst plus support, and an alkali metal, in the range of
0.2 to 3.0 calculated in terms of the weight ratio of K,CO; to
platinum, both the platinum and the alkali metal being carried
on a support.

U.S. Pat. No. 7,285,685 discloses a process for the dehy-
drogenation of a saturated carbonyl compound, such as cyclo-
hexanone, in the gas phase over a heterogeneous dehydroge-
nation catalyst comprising platinum and/or palladium and tin
onan oxidic support, such as zirconium dioxide and/or silicon
dioxide. In general, the dehydrogenation catalyst contains
from 0.01 to 2 wt %, preferably from 0.1 to 1 wt %, particu-
larly preferably from 0.2 to 0.6 wt %, of palladium and/or
platinum and from 0.01 to 10 wt %, preferably from 0.2 to 2
wt %, particularly preferably from 0.4 to 1 wt %, of tin, based
on the total weight of the dehydrogenation catalyst. In addi-
tion, the dehydrogenation catalyst can further comprise one
or more elements of Groups I and/or I1, preferably potassium
and/or cesium, in an amount of from 0 to 20 wt %, preferably
from 0.1 to 10 wt %, particularly preferably from 0.2 to 1.0 wt
%, based on the total weight of the catalyst.

Research into metal-containing cyclohexanone dehydro-
genation catalysts has now shown that, although potassium
plays a positive role in improving the stability of the dehy-
drogenation metal, depending on the amount of potassium
present, potassium can also have an adverse effect on the
phenol selectivity of the catalyst by increasing the formation
of unwanted by-products. Surprisingly, however, it has been
found that by controlling the potassium content within very
narrow limits, between 0.15 and 0.6 wt %, it is possible to
achieve optimal phenol selectivity while retaining enhanced
stability of the dehydrogenation metal.

SUMMARY

Accordingly, the invention resides in one aspect in a cata-
lyst composition comprising (i) a support; (ii) a dehydroge-
nation component comprising at least one metal or compound
thereof selected from Groups 6 to 10 of the Periodic Table of
Elements; and (iii) potassium or a potassium compound
present in an amount of about 0.15 to about 0.6 wt % of
potassium based upon the total weight of the catalyst compo-
sition, wherein the catalyst composition has an oxygen
chemisorption of greater than 50%.

Conveniently, the potassium is present in an amount of
about 0.2 to about 0.5 wt % of potassium based upon the total
weight of the catalyst composition.

Conveniently, the support is selected from the group con-
sisting of silica, a silicate, an aluminosilicate, zirconia, car-
bon, and carbon nanotubes, especially silica.

Conveniently, the dehydrogenation component comprises
at least one of platinum, palladium and compounds thereof,
especially platinum or a compound thereof.

Conveniently, the dehydrogenation component is present
in an amount of about 0.01 to about 2 wt %, such as about 0.5
to about 1.5 wt % of metallic platinum, based upon the total
weight of the catalyst composition.
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In a further aspect, the invention resides in a method for
preparing a catalyst composition, the method comprising:

(a) treating a support with potassium or a compound
thereof in an amount to provide about 0.15 to about 0.6 wt %
based upon the total weight of the catalyst composition;

(b) calcining the treated support, conveniently in an oxy-
gen-containing atmosphere, at a temperature of about 100° C.
to about 700° C.; and

(c) impregnating the support with a dehydrogenation com-
ponent comprising at least one metal or compound thereof
selected from Groups 6 to 10 of the Periodic Table of Ele-
ments,
wherein the impregnating (c) is effected after or at the same
time as the treating (a). Generally, the impregnating (c) is
affected after the treating (a) and the calcining (b).

Conveniently, the method further comprises:

(d) calcining the impregnated support at a temperature of
about 100° C. to about 600° C.

Conveniently the calcining (d) is conducted in an oxygen-
containing atmosphere at a temperature of about 200° C. to
about 500° C., such as about 300° C. to about 450° C., for a
time of about 1 to about 10 hours.

Inyeta further aspect, the invention resides in a process for
the dehydrogenation of cyclohexanone to produce phenol, the
process comprising contacting a feed comprising cyclohex-
anone under dehydrogenation conditions with catalyst com-
position comprising (i) a support; (ii) a dehydrogenation
component comprising at least one metal or compound
thereof selected from Groups 6 to 10 of the Periodic Table of
Elements; and (iii) potassium or a potassium compound
present in an amount of about 0.15 to about 0.6 wt % of
potassium based upon the total weight of the catalyst compo-
sition.

In still yet a further aspect, the invention resides in a pro-
cess for producing phenol from benzene, the process com-
prising:

(a) reacting benzene and hydrogen with a catalyst under
hydroalkylation conditions to produce cyclohexylbenzene;

(b) oxidizing cyclohexylbenzene from (a) to produce
cyclohexylbenzene hydroperoxide;

(c) converting cyclohexylbenzene hydroperoxide from (b)
to produce an effluent steam comprising phenol and cyclo-
hexanone; and

(d) contacting at least a portion of the effluent stream from
(c) with a dehydrogenation catalyst comprising: (i) a support;
(i) a dehydrogenation component comprising at least one
metal or compound thereof selected from Groups 6 to 10 of
the Periodic Table of Elements; and (iii) potassium or a potas-
sium compound present in an amount of about 0.15 to about
0.6 wt % of potassium based upon the total weight of the
catalyst composition, wherein the contacting occurs under
dehydrogenation conditions effective to convert at least part
of the cyclohexanone in the effluent stream into phenol and
hydrogen.

Conveniently, said dehydrogenation conditions comprise a
temperature of about 250° C. to about 500° C., a pressure of
about 100 to about 3550 kPa, a weight hourly space velocity
of about 0.2 to 50 hr™?, and a hydrogen to cyclohexanone-
containing feed molar ratio of about 2 to about 20.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is a graph of average lights and heavies production
after 70 hours on stream against the potassium (K) concen-
tration of the catalyst in the process of dehydrogenating
cyclohexanone described in Example 7.
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FIG. 2 is a graph of catalyst deactivation rate against the
potassium (K) concentration of the catalyst in the process of
dehydrogenating cyclohexanone described in Example 7.

DETAILED DESCRIPTION OF THE
EMBODIMENTS

Described herein is a catalyst composition and a method of
its synthesis, in which the catalyst composition comprises: (i)
a support; (ii) a dehydrogenation component comprising at
least one metal or compound thereof selected from Groups 6
to 10 of the Periodic Table of Elements; and (iii) potassium or
apotassium compound present in an amount of about 0.15 to
about 0.6 wt % of potassium based upon the total weight of
the catalyst composition. The catalyst composition is useful
in the dehydrogenation of cycloaliphatic alcohols and
ketones to the corresponding hydroxyaromatic alcohols and,
in particular, in the dehydrogenation of cyclohexanone to
produce phenol.

In one preferred embodiment, the present catalyst is
employed to dehydrogenate cyclohexanone produced as a
by-product in an integrated process for producing phenol via
cyclohexylbenzene. In this process, benzene is hydroalky-
lated to produce cyclohexylbenzene, which then undergoes
oxidation and cleavage to produce phenol and cyclohex-
anone. The cyclohexanone is then dehydrogenated to produce
additional phenol together with hydrogen which is desirably
recycled to the benzene hydroalkylation step. The present
catalyst will therefore now be more particularly with refer-
ence to this preferred embodiment, although it will be appre-
ciated that the catalyst can be employed to dehydrogenate
other cycloaliphatic alcohols and ketones to their correspond-
ing hydroxyaromatic alcohols.

Production of Cyclohexylbenzene

In the integrated process for producing phenol and cyclo-
hexanone from benzene, the benzene is initially converted to
cyclohexybenzene by any conventional technique, including
alkylation of benzene with cyclohexene in the presence of an
acid catalyst, such as zeolite beta or an MCM-22 family
molecular sieve, or by oxidative coupling of benzene to make
biphenyl followed by hydrogenation of the biphenyl. How-
ever, in practice, the cyclohexylbenzene is generally pro-
duced by contacting the benzene with hydrogen under
hydroalkylation conditions in the presence of a hydroalkyla-
tion catalyst whereby the benzene undergoes the following
reaction (1) to produce cyclohexylbenzene (CHB):

M

2H,

For an example of hydroalkylation of benzene in the pres-
ence of hydrogen for the production of cyclohexylbenzene,
see U.S. Pat. Nos. 6,730,625 and 7,579,511 which are incor-
porated by reference. Also, see International Applications
WO02009131769 or W0O2009128984 directed to catalytic
hydroalkylation of benzene in the presence of hydrogen for
the production of cyclohexylbenzene.
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Any commercially available benzene feed can be used in
the hydroalkylation reaction, but preferably the benzene has a
purity level of at least 99 wt %. Similarly, although the source
of hydrogen is not critical, it is generally desirable that the
hydrogen is at least 99 wt % pure.

The hydroalkylation reaction can be conducted in a wide
range of reactor configurations including fixed bed, slurry
reactors, and/or catalytic distillation towers. In addition, the
hydroalkylation reaction can be conducted in a single reac-
tion zone or in a plurality of reaction zones, in which at least
the hydrogen is introduced to the reaction in stages. Suitable
reaction temperatures are between about 100° C. and about
400° C., such as between about 125° C. and about 250° C.,
while suitable reaction pressures are between about 100 and
about 7,000 kPa, such as between about 500 and about 5,000
kPa. Suitable values for the molar ratio of hydrogen to ben-
zene are between about 0.15:1 and about 15:1, such as
between about 0.4:1 and about 4: 1 for example between about
0.4 and about 0.9:1.

The catalyst employed in the hydroalkylation reaction is a
bifunctional catalyst comprising a molecular sieve of the
MCM-22 family and a hydrogenation metal. The term
“MCM-22 family material” (or “material of the MCM-22
family” or “molecular sieve of the MCM-22 family™), as used
herein, includes molecular sieves having the MWW frame-
work topology. (Such crystal structures are discussed in the
“Atlas of Zeolite Framework Types”, Fifth edition, 2001, the
entire content of which is incorporated as reference.)

Molecular sieves of MCM-22 family generally have an
X-ray diffraction pattern including d-spacing maxima at
12.4+0.25, 6.9+0.15, 3.57+0.07 and 3.42+0.07 Angstrom.
The X-ray diffraction data used to characterize the material
(b) are obtained by standard techniques using the K-alpha
doublet of copper as the incident radiation and a diffractome-
ter equipped with a scintillation counter and associated com-
puter as the collection system. Molecular sieves of MCM-22
family include MCM-22 (described in U.S. Pat. No. 4,954,
325), PSH-3 (described in U.S. Pat. No. 4,439,409), SSZ-25
(described in U.S. Pat. No. 4,826,667), ERB-1 (described in
European Patent No. 0293032), ITQ-1 (described in U.S. Pat.
No. 6,077,498), ITQ-2 (described in International Patent
Publication No. W097/17290), MCM-36 (described in U.S.
Pat. No. 5,250,277), MCM-49 (described in U.S. Pat. No.
5,236,575), MCM-56 (described in U.S. Pat. No. 5,362,697),
UZM-8 (described in U.S. Pat. No. 6,756,030), and mixtures
thereof. Preferably, the molecular sieve is selected from (a)
MCM-49, (b) MCM-56 and (c) isotypes of MCM-49 and
MCM-56, such as ITQ-2.

Any known hydrogenation metal can be employed in the
hydroalkylation catalyst, although suitable metals include
palladium, ruthenium, nickel, zinc, tin, and cobalt, with pal-
ladium being particularly advantageous. Generally, the
amount of hydrogenation metal present in the catalyst is
between about 0.05 and about 10 wt %, such as between about
0.1 and about 5 wt %, of the catalyst.

Suitable binder materials include synthetic or naturally
occurring substances as well as inorganic materials such as
clay, silica and/or metal oxides. The latter may be either
naturally occurring or in the form of gelatinous precipitates or
gels including mixtures of silica and metal oxides. Naturally
occurring clays which can be used as a binder include those of
the montmorillonite and kaolin families, which families
include the subbentonites and the kaolins commonly known
as Dixie, McNamee, Ga. and Florida clays or others in which
the main mineral constituent is halloysite, kaolinite, dickite,
nacrite or anauxite. Such clays can be used in the raw state as
originally mined or initially subjected to calcination, acid
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treatment or chemical modification. Suitable metal oxide
binders include silica, alumina, zirconia, titania, silica-alu-
mina, silica-magnesia, silica-zirconia, silica-thoria, silica-be-
ryllia, silica-titania as well as ternary compositions such as
silica-alumina-thoria, silica-alumina-zirconia, silica-alu-
mina-magnesia and silica-magnesia-zirconia.

Although the hydroalkylation reaction is highly selective
towards cyclohexylbenzene, the effluent from the hydroalky-
lation reaction will normally contain some dialkylated prod-
ucts, as well as unreacted benzene and the desired monoalky-
lated species. The unreacted benzene is normally recovered
by distillation and recycled to the alkylation reactor. The
bottoms from the benzene distillation are further distilled to
separate the monocyclohexylbenzene product from any dicy-
clohexylbenzene and other heavies. Depending on the
amount of dicyclohexylbenzene present in the reaction eftlu-
ent, it may be desirable to either (a) transalkylate the dicyclo-
hexylbenzene with additional benzene or (b) dealkylate the
dicyclohexylbenzene to maximize the production of the
desired monoalkylated species.

Transalkylation with additional benzene is typically
effected in a transalkylation reactor, separate from the
hydroalkylation reactor, over a suitable transalkylation cata-
lyst, such as a molecular sieve of the MCM-22 family, zeolite
beta, MCM-68 (see U.S. Pat. No. 6,014,018), zeolite Y, zeo-
lite USY, and mordenite. The transalkylation reaction is typi-
cally conducted under at least partial liquid phase conditions,
which suitably include a temperature of about 100 to about
300° C., a pressure of about 800 to about 3500 kPa, a weight
hourly space velocity of about 1 to about 10 hr™! on total feed,
and a benzene/dicyclohexylbenzene weight ratio about of 1:1
to about 5:1.

One by-product of the hydroalkylation reaction is cyclo-
hexane. Although a C4-rich stream comprising cyclohexane
and unreacted benzene can be readily removed from the
hydroalkylation reaction effluent by distillation, owing to the
similarity in the boiling points of benzene and cyclohexane,
the Cg-rich stream is difficult to further separate by simple
distillation. However, some or all ofthe C,-rich stream can be
recycled to the hydroalkylation reactor to provide not only
part of the benzene feed but also part of the diluents men-
tioned above.

In some cases, it may be desirable to supply some of the
Cg-rich stream to a dehydrogenation reaction zone, where the
Cg-rich stream is contacted with a dehydrogenation catalyst
under dehydrogenation conditions sufficient to convert at
least part of the cyclohexane in the Cg-rich stream portion to
benzene, which again can be recycled to the hydroalkylation
reaction. The dehydrogenation catalyst generally comprises
(a) a support; (b) a hydrogenation-dehydrogenation compo-
nent; and (c) an inorganic promoter. Conveniently, the sup-
port (a) is selected from the group consisting of silica, a
silicate, an aluminosilicate, zirconia, and carbon nanotubes,
and preferably comprises silica. Suitable hydrogenation-de-
hydrogenation components (b) comprise at least one metal
selected from Groups 6 to 10 of the Periodic Table of Ele-
ments, such as platinum, palladium and compounds and mix-
tures thereof. Typically, the hydrogenation-dehydrogenation
component is present in an amount between about 0.1 and
about 10 wt % of the catalyst. A suitable inorganic promoter
(c) comprises at least one metal or compound thereof selected
from Group 1 of the Periodic Table of Elements, such as a
potassium compound. Typically, the promoter is present in an
amount between about 0.1 and about 5 wt % of the catalyst.
Suitable dehydrogenation conditions include a temperature
of'about 250° C. to about 500° C., a pressure of about atmo-
spheric to about 500 psig (100 to 3550 kPa, gauge), a weight
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hourly space velocity of about 0.2 to 50 hr™*, and a hydrogen
to hydrocarbon feed molar ratio of about 0 to about 20.

The cyclohexylbenzene product from the hydroalkylation
reaction can be fed to the oxidation reaction described in more
detail below.

Cyclohexylbenzene Oxidation

In order to convert the cyclohexylbenzene into phenol and
cyclohexanone, the cyclohexylbenzene is initially oxidized to
the corresponding hydroperoxide. This is accomplished by
contacting the cyclohexylbenzene with an oxygen-containing
gas, such as air and various derivatives of air. For example, it
is possible to use air that has been compressed and filtered to
removed particulates, air that has been compressed and
cooled to condense and remove water, or air that has been
enriched in oxygen above the natural approximately 21 mol
% in air through membrane enrichment of air, cryogenic
separation of air or other conventional means.

The oxidation is conducted in the presence of a catalyst.
Suitable oxidation catalysts include N-hydroxy substituted
cyclic imides described in U.S. Pat. No. 6,720,462, which is
incorporated herein by reference for this purpose. For
example, N-hydroxyphthalimide (NHPI), 4-amino-N-hy-
droxyphthalimide, 3-amino-N-hydroxyphthalimide, tetra-
bromo-N-hydroxyphthalimide, tetrachloro-N-hydroxyph-
thalimide, = N-hydroxyhetimide, = N-hydroxyhimimide,
N-hydroxytrimellitimide, N-hydroxybenzene-1,2,4-tricar-
boximide, N,N'-dihydroxy(pyromellitic diimide), N,N'-dihy-
droxy(benzophenone-3,3',4,4'-tetracarboxylic diimide),
N-hydroxymaleimide, pyridine-2,3-dicarboximide, N-hy-
droxysuccinimide, N-hydroxy(tartaric imide), N-hydroxy-5-
norbornene-2,3-dicarboximide, exo-N-hydroxy-7-oxabicy-
clo[2.2.1]hept-5-ene-2,3-dicarboximide, =~ N-hydroxy-cis-
cyclohexane-1,2-dicarboximide, N-hydroxy-cis-4-
cyclohexene-1,2 dicarboximide, N-hydroxynaphthalimide
sodium salt or N-hydroxy-o-benzenedisulphonimide may be
used. Preferably, the catalyst is N-hydroxyphthalimide.
Another suitable catalyst is N,N',N"-thihydroxyisocyanuric
acid.

These oxidation catalysts can be used either alone or in
conjunction with a free radical initiator, and further can be
used as liquid-phase, homogeneous catalysts or can be sup-
ported on a solid carrier to provide a heterogeneous catalyst.
Typically, the N-hydroxy substituted cyclic imide or the N,N',
N"-trihydroxyisocyanuric acid is employed in an amount
between 0.0001 wt % to 15 wt %, such as between 0.001 to 5
wt %, of the cyclohexylbenzene.

Suitable conditions for the oxidation step include a tem-
perature between about 70° C. and about 200° C., such as
about 90° C. to about 130° C., and a pressure of about 50 to
10,000 kPa. A basic buffering agent may be added to react
with acidic by-products that may form during the oxidation.
In addition, an aqueous phase may be introduced. The reac-
tion can take place in a batch or continuous flow fashion.

The reactor used for the oxidation reaction may be any type
of reactor that allows for introduction of oxygen to cyclo-
hexylbenzene, and may further efficaceously provide con-
tacting of oxygen and cyclohexylbenzene to effect the oxida-
tion reaction. For example, the oxidation reactor may
comprise a simple, largely open vessel with a distributor inlet
for the oxygen-containing stream. In various embodiments,
the oxidation reactor may have means to withdraw and pump
aportion of its contents through a suitable cooling device and
return the cooled portion to the reactor, thereby managing the
exothermicity of the oxidation reaction. Alternatively, cool-
ing coils providing indirect cooling, say by cooling water,
may be operated within the oxidation reactor to remove the
generated heat. In other embodiments, the oxidation reactor
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may comprise a plurality of reactors in series, each conduct-
ing a portion of the oxidation reaction, optionally operating at
different conditions selected to enhance the oxidation reac-
tion at the pertinent conversion range of cyclohexylbenzene
or oxygen, or both, in each. The oxidation reactor may be
operated in a batch, semi-batch, or continuous flow manner.

Typically, the product of the cyclohexylbenzene oxidation
reaction contains at least 5 wt %, such as at least 10 wt %, for
example at least 15 wt %, or at least 20 wt % cyclohexyl-1-
phenyl-1-hydroperoxide based upon the total weight of the
oxidation reaction effluent. Generally, the oxidation reaction
effluent contains no greater than 80 wt %, or no greater than
60 wt %, or no greater than 40 wt %, or no greater than 30 wt
%, or no greater than 25 wt % of cyclohexyl-1-phenyl-1-
hydroperoxide based upon the total weight of the oxidation
reaction effluent. The oxidation reaction effluent may further
comprise imide catalyst and unreacted cyclohexylbenzene.
For example, the oxidation reaction effluent may include
unreacted cyclohexylbenzene in an amount of at least 50 wt
%, or at least 60 wt %, or at least 65 wt %, or at least 70 wt %,
or at least 80 wt %, or at least 90 wt %, based upon total weight
of the oxidation reaction effluent.

At least a portion of the oxidation reaction effluent is sub-
jected to a cleavage reaction to convert the cyclohexyl-1-
phenyl-1-hydroperoxide to phenol and cyclohexanone.
Cleavage may be conducted on oxidation reaction effluent,
with or without the effluent undergoing any prior separation
or treatment. For example, all or a fraction of the oxidation
reaction effluent may be subjected to high vacuum distillation
to generate a product enriched in unreacted cyclohexylben-
zene and leave a residue which is concentrated in the desired
cyclohexyl-1-phenyl-1-hydroperoxide and which is sub-
jected to the cleavage reaction. In general, however, such
concentration ofthe cyclohexyl-1-phenyl-1-hydroperoxide is
neither necessary nor preferred. Additionally or alternatively,
all or a fraction of the oxidation effluent, or all or a fraction of
the vacuum distillation residue may be cooled to cause crys-
tallization of the unreacted imide oxidation catalyst, which
can then be separated either by filtration or by scraping from
a heat exchanger surface used to effect the crystallization. At
least a portion of the resultant oxidation composition reduced
or free from imide oxidation catalyst may be subjected to the
cleavage reaction.

As another example, all or a fraction of the oxidation efflu-
ent may be subjected to water washing and then passage
through an adsorbent, such as a 3 A molecular sieve, to
separate water and other adsorbable compounds, and provide
an oxidation composition with reduced water or imide con-
tent that may be subjected to the cleavage reaction. Similarly,
all or a fraction of the oxidation effluent may undergo a
chemically or physically based adsorption, such as passage
over a bed of sodium carbonate to remove the imide oxidation
catalyst (e.g., NHPI) or other adsorbable components, and
provide an oxidation composition reduced in oxidation cata-
lyst or other adsorbable component content that may be sub-
jected to the cleavage reaction. Another possible separation
involves contacting all or a fraction of the oxidation effluent
with a liquid containing a base, such as an aqueous solution of
an alkali metal carbonate or hydrogen carbonate, to form an
aqueous phase comprising a salt of the imide oxidation cata-
lyst, and an organic phase reduced in imide oxidation catalyst.
An example of separation by basic material treatment is dis-
closed in International Application No. WO 2009/025939.
Hydroperoxide Cleavage

The final reactive step in the conversion of the cyclohexy-
Ibenzene into phenol and cyclohexanone involves the acid-
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catalyzed cleavage of the cyclohexyl-1-phenyl-1-hydroper-
oxide produced in the oxidation step.

Generally, the acid catalyst used in the cleavage reaction is
at least partially soluble in the cleavage reaction mixture, is
stable at a temperature of at least 185° C. and has a lower
volatility (higher normal boiling point) than cyclohexylben-
zene. Typically, the acid catalyst is also at least partially
soluble in the cleavage reaction product. Suitable acid cata-
lysts include, but are not limited to, Brensted acids, Lewis
acids, sulfonic acids, perchloric acid, phosphoric acid, hydro-
chloric acid, p-toluene sulfonic acid, aluminum chloride,
oleum, sulfur trioxide, ferric chloride, boron trifluoride, sul-
fur dioxide, and sulfur trioxide. Sulfuric acid is a preferred
acid catalyst.

In various embodiments, the cleavage reaction mixture
contains at least 50 weight-parts-per-million (wppm) and no
greater than 5000 wppm of the acid catalyst, or at least 100
wppm to and to no greater than 3000 wppm, or at least 150
wppm to and no greater than 2000 wppm of the acid catalyst,
or at least 300 wppm and no greater than 1500 wppm of the
acid catalyst, based upon total weight of the cleavage reaction
mixture.

In one embodiment, the cleavage reaction mixture contains
a polar solvent, such as an alcohol containing less than 6
carbons, such as methanol, ethanol, iso-propanol, and/or eth-
ylene glycol; a nitrile, such as acetonitrile and/or propioni-
trile; nitromethane; and a ketone containing 6 carbons or less
such as acetone, methylethyl ketone, 2- or 3-pentanone,
cyclohexanone, and methylcyclopentanone. The preferred
polar solvent is acetone. Generally, the polar solvent is added
to the cleavage reaction mixture such that the weight ratio of
the polar solvent to the cyclohexylbenzene hydroperoxide in
the mixture is in the range of about 1:100 to about 100:1, such
as about 1:20 to about 10:1, and the mixture comprises about
10to about 40 wt % of the cyclohexylbenzene hydroperoxide.
The addition of the polar solvent is found not only to increase
the degree of conversion of the cyclohexylbenzene hydrop-
eroxide in the cleavage reaction but also to increase the selec-
tivity of the conversion to phenol and cyclohexanone.
Although the mechanism is not fully understood, it is believed
that the polar solvent reduces the free radical inducted con-
version of the cyclohexylbenzene hydroperoxide to undes-
ired products such as hexanophenone, hydroxyhexaphenone
and phenylcyclohexanol.

In various embodiments, the cleavage reaction mixture
includes cyclohexylbenzene in an amount of at least S0 wt %,
or at least 60 wt %, or at least 65 wt %, or at least 70 wt %, or
at least 80 wt %, or at least 90 wt %, based upon total weight
of the cleavage reaction mixture.

Suitable cleavage conditions include a temperature of
greater than 50° C. and no greater than 200° C., or at least 55°
C. and no greater than 120° C., and a pressure of at least 1 and
no greater than 370 psig (at least 7 and no greater than 2,550
kPa, gauge), or at least 14.5 and no greater than 145 psig (at
least 100 and no greater than 1,000 kPa, gauge) such that the
cleavage reaction mixture is completely or predominantly in
the liquid phase during the cleavage reaction.

The reactor used to effect the cleavage reaction may be any
type of reactor known to those skilled in the art. For example,
the cleavage reactor may be a simple, largely open vessel
operating in a near-continuous stirred tank reactor mode, or a
simple, open length of pipe operating in a near-plug flow
reactor mode. In other embodiments, the cleavage reactor
comprises a plurality of reactors in series, each performing a
portion of the conversion reaction, optionally operating in
different modes and at different conditions selected to
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enhance the cleavage reaction at the pertinent conversion
range. In one embodiment, the cleavage reactor is a catalytic
distillation unit.

Invarious embodiments, the cleavage reactor is operable to
transport a portion of the contents through a cooling device
and return the cooled portion to the cleavage reactor, thereby
managing the exothermicity of the cleavage reaction. Alter-
natively, the reactor may be operated adiabatically. In one
embodiment, cooling coils operating within the cleavage
reactor(s) remove any heat generated.

The major products of the cleavage reaction of cyclohexyl-
1-phenyl-1-hydroperoxide are phenol and cyclohexanone,
each of which generally comprises about 40 to about 60 wt %,
or about 45 to about 55 wt % of the cleavage reaction product,
such wt % based on the weight of the cleavage reaction
product exclusive of unreacted cyclohexylbenzene and acid
catalyst.

The cleavage reaction product may contain unreacted acid
catalyst and hence at least a portion of the cleavage reaction
product may be neutralized with a basic material to remove or
reduce the level of acid in the product.

Suitable basic materials include alkali metal hydroxides
and oxides, alkali earth metal hydroxides and oxides, such as
sodium hydroxide, potassium hydroxide, magnesium
hydroxide, calcium hydroxide, calcium oxide and barium
hydroxide. Sodium and potassium carbonates may also be
used, optionally at elevated temperatures. Other suitable
known or hereinafter devised basic materials may also be
used.

The conditions at which the neutralization reaction is
effected vary with the acid catalyst and basic material
employed. Suitable neutralization conditions include a tem-
perature of at least 30° C., or at least 40° C., or at least 50° C.,
oratleast 60° C.,oratleast 70° C., or atleast 80° C., or at least
90° C. Suitable neutralization conditions may include a pres-
sure of about 1 to about 500 psig (5 kPa to 3450 kPa, gauge),
or about 10 to 200 psig (70 to 1380 kPa, gauge) such that the
treated cleavage reaction mixture is completely or predomi-
nantly in the liquid phase during the neutralization reaction.

After neutralization, the neutralized acid product can be
removed from the cleavage product leaving a crude mixture
of'phenol and cyclohexanone which is then treated to convert
at least part of the cyclohexanone to additional phenol.
Cyclohexanone Dehydrogenation

In order to maximize the production of phenol from the
benzene starting material, at least part of the cyclohexanone
in the cleavage effluent may be subjected to dehydrogenation
according to the following reaction:

@

2H,

In one embodiment, the feed to the dehydrogenation step
has the same composition as the cleavage effluent, thereby
avoiding the need for an initial expensive separation step.
Depending on the efficiency of the cyclohexanone dehydro-
genation, the final product may contain substantially all phe-
nol, thereby at least reducing the problem of separating the
phenol from the cleavage eftluent.

In another embodiment, the cleavage effluent is subjected
to one or more separation processes to recover or remove one
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or more components of the effluent prior to dehydrogenation.
In particular, the cleavage effluent is conveniently subjected
to at least a first separation step to recover some or all of the
phenol from the effluent, typically so that the effluent stream
fed to said dehydrogenation reaction contains less than 50 wt
%, for example less than 30 wt %, such as less than 1 wt %,
phenol. Separation steps can be used to remove components
boiling below 155° C. (as measured at 101 kPa), such as
benzene and cyclohexene, and/or components boiling above
185° C. (as measured at 101 kPa), such as 2-phenyl phenol
and diphenyl ether, prior to feeding the effluent stream to the
dehydrogenation reaction.

The catalyst employed in the cyclohexanone dehydroge-
nation reaction comprises (i) a support; (ii) a dehydrogena-
tion component comprising at least one metal or compound
thereof selected from Groups 6 to 10 of the Periodic Table of
Elements; and (iii) potassium or a potassium compound
present in an amount of about 0.15 to about 0.6 wt % of
potassium based upon the total weight of the catalyst compo-
sition.

The catalyst support is typically formed of silica, a silicate,
an aluminosilicate, carbon, or carbon nanotubes. In one
embodiment, the support comprises a crystalline, mesopo-
rous silicate material selected from MCM-41, MCM-48 and
MCM-50. In other embodiments, the silica support has a
surface area as measured by ASTM D3663 in the range from
about 10 m*/gram to about 1000 m*/gram, such as from about
20 m*/gram to about 500 m*/gram, a pore volume in the range
of from about 0.2 cc/gram to about 3.0 cc/gram and a median
pore diameter in the range from about 10 angstroms to about
2000 angstroms, such as from about 20 angstroms to about
500 angstrom. Such pore volume and median pore diameter
values are determined by mercury intrusion porosimetry as
described in ASTM D4284. The support may or may not
comprise a binder. Suitable silica supports are described in,
for example, PCT Pub. No. W0O/2007084440 A1 filed on Jan.
12, 2007 and entitled “Silica Carriers” and is hereby incor-
porated by reference for this purpose.

Generally, the dehydrogenation component comprises at
least one metal component selected from Groups 6 to 10 of
the Periodic Table of Elements, such as platinum and palla-
dium.

Typically, the metal component is present in an amount
between about 0.1 wt % and about 10 wt % of the catalyst. In
one embodiment, the dehydrogenation component is present
in an amount between about 0.1 wt % and about 5 wt % of the
catalyst or between about 0.2 wt % and about 4 wt % of the
catalyst or between about 0.3 wt % and about 3 wt % of the
catalyst or between about 0.4 wt % and 2 wt % of the catalyst.

It will be understood that the potassium in the catalyst
composition may not be purely the elemental metal, but
could, for example, be at least partly in another form, such as
a salt, oxide, chloride, hydride, sulfide, carbonate, etc. For
purposes of this application, the wt % of potassium or potas-
sium compound in the catalyst composition is calculated
based upon the amount of potassium used to form the catalyst
composition. For purposes of illustration, a catalyst compo-
sition made with 5.21 grams of potassium carbonate (3.0
grams of potassium) and 66.87 grams of tetraammine plati-
num hydroxide solution (4.486 wt % Pt) that is supported on
294 grams of silicon dioxide contains 1 wt % of potassium
and 1 wt % Pt, based upon total weight of the catalyst com-
position.

Moreover, for purposes of determining wt %s of various
components, only that portion of the support that supports the
dehydrogenation component and/or the potassium or potas-
sium compound shall be considered.
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The dehydrogenation catalyst is typically prepared by
sequentially or simultaneously treating the support, such as
by impregnation, with one or more liquid compositions com-
prising the dehydrogenation component or a precursor
thereof and the potassium or potassium compound or a pre-
cursor thereof in a liquid carrier, such as water. An organic
dispersant may be added to each liquid carrier to assist in
uniform application of the metal component(s) to the support.
Suitable organic dispersants include amino alcohols and
amino acids, such as arginine. Generally, the organic dispers-
ant is present in the liquid composition in an amount between
about 1 and about 20 wt % of the liquid composition.

In one preferred embodiment, the catalyst is prepared by
sequential impregnation with the potassium being applied to
the support before the dehydrogenation component.

After application of one or more of the dehydrogenation
metal and the potassium to the support, the support is prefer-
ably heated at a temperature of about 100° C. to about 700° C.
for example about 200° C. to about 500° C., such as 300° C.
to about 450° C., for a time of about 0.5 to about 50 hours,
such as about 1 to about 10 hours. In addition to removing any
liquid carrier and dispersant used to apply the metal compo-
nent to the support, the heating is believed to assist in bonding
the metal to the support and thereby improve the stability of
the final catalyst. The heating is preferably conducted in an
oxidizing atmosphere, such as air, although a reducing atmo-
sphere, such as hydrogen, can also be employed.

In one embodiment, the dehydrogenation catalyst has an
oxygen chemisorption value of greater than about 30%, such
as greater than about 40%, for example greater than about
50%, even greater than about 60%, greater than about 70%, or
even greater than about 80%. As used herein, the oxygen
chemisorption value of a particular catalyst is a measure of
metal dispersion on the catalyst and is defined as [the ratio of
the number of moles of atomic oxygen sorbed by the catalyst
to the number of moles of dehydrogenation metal contained
by the catalyst]*100%. The oxygen chemisorption values
referred to herein are measured using the following tech-
nique. Oxygen chemisorption measurements are obtained
using the Micromeritics ASAP 2010. Approximately 0.3 to
0.5 grams of catalyst are placed in the Micrometrics device.
Under flowing helium, the catalyst is ramped from ambient
(i.e., 18°C.)t0 250° C. at a rate of 10° C. per minute and held
for 5 minutes. After 5 minutes, the sample is placed under
vacuum at 250° C. for 30 minutes. After 30 minutes of
vacuum, the sample is cooled to 35° C. at 20° C. per minute
and held for 5 minutes. The oxygen and hydrogen isotherm is
collected in increments at 35° C. between 0.50 and 760 mm
Hg. Extrapolation of the linear portion of this curve to zero
pressure gives the total (i.e., combined) adsorption uptake.

Suitable conditions for the dehydrogenation step comprise
atemperature of about 250° C. to about 750° C., a pressure of
about 0.01 atm to about 500 psig (1 to 3450 kPag, gauge), and
aweight hourly space velocity (WHSV) of about 2 to 50 hr ™,
for example a temperature of about 250° C. to about 500° C.
and a pressure of about 100 kPa to about 2000 kPa, such as a
temperature of about 300° C. to about 450° C. and a pressure
of'about 100 kPa to 300 kPa. To improve catalyst stability and
assist in extracting the hydrogen generated in the dehydroge-
nation reaction, hydrogen may be cofed to the dehydrogena-
tion reaction, typically such that the molar ratio of hydrogen
to cyclohexanone in the dehydrogenation feed is about 0:1 to
about 20:1.

The reactor configuration used for the dehydrogenation
process generally comprises one or more fixed bed reactors
containing the dehydrogenation catalyst. Provision can be
made for the endothermic heat of reaction, preferably by
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multiple adiabatic beds with interstage heat exchangers. The
temperature of the reaction stream drops across each catalyst
bed, and then is raised by the heat exchangers. Preferably, 3 to
5 beds are used, with a temperature drop of about 30° C. to
about 100° C. across each bed. Preferably the last bed in the
series runs at a higher exit temperature than the first bed in the
series.

The effluent from the cyclohexanone dehydrogenation
reaction is composed mainly of phenol and hydrogen. The
desired phenol is easily removed from the reaction effluent by
fractionation to leave a hydrogen stream which, after suitable
purification, can be recycled to the benzene hydroalkylation
step.

By employing the present dehydrogenation process, sub-
stantially all the cyclohexanone in the cyclohexylbenzene
hydroperoxide cleavage effluent can be converted to phenol.
In practice, however, depending on market conditions, there
is likely to be a significant demand for cyclohexanone prod-
uct. This can readily met using the present process by reliance
on the reversible nature of the reaction (2), namely by hydro-
genating at least some of the phenol back to cyclohexanone.
This can readily be achieved by, for example, contacting the
phenol with hydrogen in the presence of a hydrogenation
catalyst, such as platinum or palladium, under conditions
including a temperature of about 20° C. to about 250° C., a
pressure of about 101 kPa to about 10000 kPa and a hydrogen
to phenol molar ratio of about 1:1 to about 100:1.

The invention will now be more particularly described with
reference to the following non-limiting Examples and the
accompanying drawings.

Example 1

1% Pt, 0.05% K on a Silica Support

A Y50 inch (0.13 cm) quadrulobe silica extrudate was
impregnated with 0.05 wt % K as potassium carbonate using
incipient wetness impregnation and dried at 121° C. After
drying the 0.05 wt % potassium containing silica extrudate
was calcined in air at 538° C. The calcined 0.05% K contain-
ing silica extrudate was then impregnated with 1% Pt as
tetraammine platinum hydroxide using incipient wetness
impregnation and dried at 121° C. After drying the 1% Pt,
0.05% K containing silica extrudate was calcined in air at
350° C. for 3 hrs.

Example 2
1% Pt, 0.25% K on a Silica Support

A Y50 inch (0.13 cm) quadrulobe silica extrudate was
impregnated with 0.25 wt % K as potassium carbonate using
incipient wetness impregnation and dried at 121° C. After
drying the 0.25 wt % potassium containing silica extrudate
was calcined in air at 538° C. The calcined 0.25% K contain-
ing silica extrudate was then impregnated with 1% Pt as
tetraammine platinum hydroxide using incipient wetness
impregnation and dried at 121° C. After drying the 1% Pt,
0.25% K containing silica extrudate was calcined in air at
350° C. for 3 hrs.

Example 3
1% Pt, 0.50% K on a Silica Support

A Yaoinch (0.13 cm) silica extrudate was impregnated with
0.50 wt % K as potassium carbonate using incipient wetness
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impregnation and dried at 121° C. After drying the 0.50 wt %
potassium containing silica extrudate was calcined in air at
538° C. for 3 hrs. The calcined 0.50% K containing silica
extrudate was then impregnated with 1% Pt as tetraammine
platinum hydroxide using incipient wetness impregnation
and dried at 121° C. After drying the 1% Pt, 0.50% K con-
taining silica extrudate was calcined in air at 350° C. for 3 hrs.

Example 4
1% Pt, 1.0% K on a Silica Support

A Y50 inch (0.13 cm) quadrulobe silica extrudate was
impregnated with 1.0 wt % K as potassium carbonate using
incipient wetness impregnation and dried at 121° C. After
drying the 1.0 wt % potassium containing silica extrudate was
calcined in air at 538° C. The calcined 1.0% K containing
silica extrudate was then impregnated with 1% Pt as tetraam-
mine platinum hydroxide using incipient wetness impregna-
tion and dried at 121° C. After drying the 1% Pt, 1.0% K
containing silica extrudate was calcined in air at 350° C. for 3
hrs.

Example 5
1% Pt, 0% K on a Silica Support

A Y50 inch (0.13 cm) quadrulobe silica extrudate was
impregnated with 1% Pt as tetraammine platinum hydroxide
using incipient wetness impregnation and dried at 121° C.
After drying the 1% Pt, 0.0% K-containing silica extrudate
was calcined in air at 350° C. for 3 hrs.

Example 6
Metal Dispersion
The catalysts in Examples 1 through 5 were evaluated for
their metal dispersion using a Micromeritecs ASAP 2010
chemisorption apparatus. Hydrogen and oxygen dispersion

values at a hydrogen reduction temperature of 250° C. are
summarized in Table 1.

TABLE 1

Catalyst Hydrogen Dispersion Oxygen Dispersion

103%
119%
124%
182%

98%

60%
69%
71%
70%
50%

Example 1
Example 2
Example 3
Example 4
Example 5

This table indicates that addition of K improves the Pt
dispersion on the catalyst.

Example 7
Dehydrogenation of Cyclohexanone

The reactor used in these experiments consisted of a stain-
less steel tube with dimensions of 22 inches (56 cm) longx 4
inch (1.3 cm) outside diameterx0.035 (0.09 cm) inch wall
thickness. A piece of stainless steel tubing 8.75 inches (22
cm) longx0.375 inch (0.95 cm) outside diameter and a piece
010.25 inch (0.64 cm) tubing of similar length was used in the
bottom of the reactor as a spacer (one inside of the other) to
position and support the catalyst in the isothermal zone of a
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furnace. A 0.25 inch (0.64 cm) plug of glass wool was placed
at the top of the spacer to keep the catalyst in place. A 0.125
inch (0.32 cm) stainless steel thermo-well was placed in the
catalyst bed, long enough to monitor temperature throughout
the catalyst bed using a movable thermocouple.

The catalyst samples were pressed into pellets then crushed
and sized to 20-40 US sieve mesh. Typically 5.0 grams, vol-
ume 12.5 cc. of the catalyst was pre sized to 20-40 mesh and
used as a standard loading. The catalyst was then loaded into
the reactor from the top. The catalyst bed typically was 15 cm
inlength. A 0.25 inch (0.64 cm) plug of glass wool was placed
at the top of the catalyst bed to separate quartz chips from the
catalyst. The remaining void space at the top of the reactor
was filled with quartz chips. The reactor was installed in a
furnace with the catalyst bed in the middle of the furnace at a
pre marked isothermal zone. The reactor was then pressure
and leak tested typically at 300 psig (2170 kPa, gauge).

Each catalyst was pre-conditioned in situ by heating to
375° C.to 460° C. with H, flow at 100 cc/min and holding for
2hrs. A 500 cc ISCO syringe pump was then used to introduce
a cyclohexanone feed to the reactor. The feed was pumped
through a vaporizer before flowing through heated lines to the
reactor. A Brooks mass flow controller was used to set the
hydrogen flowrate. A Grove “Mity Mite” back pressure con-
troller was used to control the reactor pressure typically at 100
psig (791 kPa, gauge). GC analyses were taken to verify feed
composition. The feed was then pumped through the catalyst
bed held at the reaction temperature of 375° C. to 460° C.,
preferably at 460° C. ata WHSV of2-15 and a pressure of 100
psig (791 kPa, gauge). The products exiting the reactor flowed
through heated lines routed to two collection pots in series,
with the non-condensable gas products routed to an on line
HP 5890 GC. The first pot was heated to 60° C. and the second
pot cooled with chilled coolant to about 10° C. Material
balances were taken 12 to 24 hrs intervals. Samples were
taken and diluted with 50% ethanol for analysis. A Hewlett
Packard 6890 gas chromatograph with FID detector and with
an Agilent technologies GC column 30 mx0.32 mmx0.25
micron film thickness was used for the analyses of the hydro-
carbon products. Non-condensable gas products analyses
were taken on line via a HP 5980 Gas Chromatograph with J
and W Scientific column 60 mx0.25 mm IDx1.0 micron film.
The HP 6890GC analysis ramp program was set to: 40° C. for
O min; 5° C./minto 150° C., held 0 min; 10° C./min to 260° C.
held 28 min total analysis time was 60 min; and the HP 5890
GC ramp was set to: =30° C. for 5 min, 5° C./min to 80° C. for
2 min, 5° C./min to 200° C. for 0 min, 15° C./min to 240° C.
held to the end total analysis time was 60 min.

FIG. 1 plots the production of light impurities (C4s, 2- or
3-methylpentane, hexane, 1-hexene, 1-pentene/pentane, and
methylclopentane) and heavy impurities (diphenyl ether,
2-CH=1CHol, 2 CH=1CHone, dibenzofuran, 2-phenylcy-
clohexanone, 4-pentylphenol, 2-phenylphenol, 2-cyclohexy-
Iphenol, 3-phenyl phenol, 4-phenylphenol and 2,6-diphe-
nylphenol) against the potassium content of the catalysts
tested. It will be seen that the total heavies and lights product
concentration dropped below 1 wt % when the K content was
between 0.15-0.6 wt % and below 0.5 wt % when the K
content was between 0.2-0.5 wt %.

FIG. 2 plots the catalyst deactivation rate as a function of
the K loading of the catalyst and shows that the lowest catalyst
deactivation rate was obtained at lower K content. Thus,
although the data in Table 1 show that higher K content
improves Pt dispersion, lower K values between 0.15-0.6 wt
% improve catalyst stability and selectivity.

While the present invention has been described and illus-
trated by reference to particular embodiments, those of ordi-
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nary skill in the art will appreciate that the invention lends
itself to variations not necessarily illustrated herein. For this
reason, then, reference should be made solely to the appended
claims for purposes of determining the true scope of the
present invention.

The invention claimed is:

1. A process for the dehydrogenation of cyclohexanone to
produce phenol, the process comprising contacting a feed
comprising cyclohexanone under dehydrogenation condi-
tions with catalyst composition comprising (i) a support; (ii)
a dehydrogenation component comprising at least one metal
or compound thereof selected from Groups 6 to 10 of the
Periodic Table of Elements; and (iii) potassium or a potas-
sium compound,

wherein the potassium is present in an amount of about
0.15to about 0.6 wt % based upon the total weight of the
catalyst composition,

wherein the catalyst composition is prepared by sequential
impregnation with the potassium or potassium com-
pound being applied to the support before the dehydro-
genation component is applied to the support, and

wherein the catalyst composition has an oxygen chemi-
sorption of greater than 50%.

2. The method of claim 1, wherein the potassium is present
in an amount of about 0.2 to about 0.5 wt %, based upon the
total weight of the catalyst composition.

3. The method of claim 1, wherein the support is selected
from the group consisting of silica, a silicate, an aluminosili-
cate, zirconia, and carbon.

4. The method of claim 1, wherein the dehydrogenation
component comprises at least one of platinum and palladium.

5. The method of claim 1, wherein the catalyst composition
improves phenol selectivity relative to dehydrogenation cata-
lysts containing greater than 0.6 wt % of potassium.

6. The method of claim 1, wherein the dehydrogenation
component is present in an amount of about 0.01 to about 2 wt
%, based upon the total weight of the catalyst composition.

7. The method of claim 1, wherein the dehydrogenation
component is present in an amount of about 0.5 to about 1.5
wt % based upon the total weight of the catalyst composition.

8. A process for producing phenol from benzene, the pro-
cess comprising:

(a) reacting benzene and hydrogen with a catalyst under
hydroalkylation conditions to produce cyclohexylben-
zene,

(b) oxidizing cyclohexylbenzene from (a) to produce
cyclohexylbenzene hydroperoxide;

(c) converting cyclohexylbenzene hydroperoxide from (b)
to produce an effluent stream comprising phenol and
cyclohexanone; and

(d) contacting at least a portion of the effluent stream from
(c) with a dehydrogenation catalyst comprising: (i) a
support; (ii) a dehydrogenation component comprising
at least one metal or compound thereof selected from
Groups 6 to 10 of the Periodic Table of Elements; and
(iii) potassium or a potassium compound, wherein the
potassium is present in an amount of about 0.15 to about
0.6 wt % based upon the total weight of the catalyst
composition, wherein the dehydrogenation catalyst is
prepared by sequential impregnation with the potassium
or potassium compound being applied to the support
before the dehydrogenation component is applied to the
support, and further wherein the contacting occurs under
dehydrogenation conditions effective to convert at least
part of the cyclohexanone in the effluent stream into
phenol and hydrogen.
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9. The process of claim 8, wherein the catalyst provides a
reduced selectivity to one or more of pentane, pentene and
carbon monoxide relative to dehydrogenation catalysts con-
taining greater than 0.6 wt % of potassium.
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